General considerations
Solvents and reagents: Tetrahydrofuran (THF) was distilled from sodium-benzophenone under argon atmosphere. 2,5-dibromoterephthalic acid was synthesized according to Yao et al. . 1 Reagents were obtained from commercial sources and were used without further purification. Moisture and/or air sensitive experiments were conducted using flame-dried glassware under argon atmosphere. NMR-Spectra: 1 H-NMR spectra were recorded on Bruker ARX 300 and DRX 500 spectrometers operating at 300 and 500 MHz, respectively at 300 K. 13 C-NMR spectra were recorded on the same instruments at 75 and 125 MHz. Chemical shifts ( ) in 1 H-NMR and 13 C-NMR spectra are reported in ppm and were referenced against the residual solvent signal as reported in the literature. 2 The fine structure of proton signals was specified as s (singulet), d (doublet), t (triplet), q (quartet), m (multiplet), br (broad).
Flash-chromatography was carried out on silica gel 60 (15-40 µm) by Merck at a pressure of 2-3 bar.
Mass spectra: EI-MS and HR-EI-MS were recorded on a double focusing mass spectrometer MAT

95.
Elemental analysis were performed by the service of Technische Universität Darmstadt on a Vario El by Elementar.
Differential scanning calorimetry (DSC) was performed on a DSC1 by Mettler-Toledo.
Single-Crystal X-Ray analysis was performed by the service of Technische Universität Darmstadt on a four-circle-diffractometer Oxford XCALIBUR with a Sapphire CCD detector
2.
Experimental procedures and characterization data
Synthesis of Dimethyl-2,5-dibromoterephthalate
A suspension of 10.12 g (31.24 mmol) 2,5-dibromoterephthalic acid in 100 mL methanol was cooled to 0°C. Carefully, 9.066 mL (4.00 eq., 124.97 mmol) thionyl chloride were added through a dropping funnel, resulting in a clear and colorless solution. The reaction mixture was heated to 68°C for 12 hours. The solvent was removed in vacuo and the remaining colorless solid was washed with H 2 O. Afterwards, the solid was dissolved in ethyl acetate (100 mL), washed with a saturated, aqueous solution of NaHCO 3 and the organic layer was dried with Na 2 In modification of a literature procedure 3 , a mixture of 8.00 g (22.73 mmol) dimethyl-2,5-dibromoterephthalate, 6.65 g (2.40 eq., 54.55 mmol) phenylboronic acid, 7.54 g (2.40 eq., 22.73 mmol) K 2 CO 3 , 260 mg (0.05 eq., 1.14 mmol) Pd(OAc) 2 , 75 mL 2-methoxyethanol and 25 mL H 2 O was purged with argon and stirred at room temperature for 3.5 hours. The resulting dark-brown suspension was extracted with DCM and washed with a saturated, aqueous solution of NaCl (200 mL).
The combined organic layers were dried with magnesium sulfate and filtered through a pad of silica gel. The solvent was removed in vacuo and the remaining residue was purified by recrystallization from ethanol, resulting in 6.90 g (19.92 mmol, 88%) of the product in form of colorless needles.
The analytical data correlate with the data reported in the literature. 4 1 H-NMR (CDCl 3 , 300 MHz, 300 K) (ppm) = 3.67 (s, H 6 ), 7.35-7.48 (m, H 10 ), 7.84 (s, H 2 ). In modification of a literature procedure 8 , 500 mg (1.97 mmol) of the dihydroindenofluorene (5) were suspended in 20 mL THF (abs.) under argon atmosphere and cooled to 0°C. At this temperature, 1.77 g (8.00 eq., 15.73 mmol) KOtBu were added in portions and the resulting dark blue suspension was stirred for 2 hours at room temperature. Afterwards, the mixture was cooled to 0°C and was dropwise mixed with 0.983 mL (8.00 eq., 15.73 mmol) CH 3 I. The reaction mixture was stirred for 48 hours at room temperature and subsequently filtered through silica gel. The solvent was separated in vacuo, resulting in 591 mg (1.90 mmol, 97%) of the product, which can be recrystallized from ethanol for further purification. In modification of a literature procedure 8 , 400 mg (1.57 mmol) of the dihydroindenofluorene (5) were suspended in 20 mL THF (abs.) under argon atmosphere and cooled to 0°C. At this temperature, 1.41 g (8.00 eq., 12.58 mmol) KOtBu were added in portions and the resulting dark blue suspension was stirred for 2 hours at room temperature. Afterwards, the mixture was cooled to 0°C and was dropwise mixed with 1.76 mL (8.00 eq., 12.58 mmol) 1-bromohexane. The reaction mixture was stirred for 48 hours at room temperature and subsequently filtered through silica gel. The solvent was separated in vacuo, resulting in 720 mg (1.22 mmol, 78%) of the product, which can be recrystallized from ethanol for further purification. In a flame-dried Schlenk-flask, 20 mL of THF (abs.) are cooled to -78°C and mixed with 8.315 mL (8.00 eq., 20.79 mmol) of a 2.5 M solution of n-butyl lithium in n-hexane. At this temperature, a solution of 0.90 g (2.60 mmol) dimethyl-2,5-diphenyl-terephthalate (1) in 15 mL THF (abs.) was added and the resulting mixture was allowed to reach room temperature over 12 hours. A saturated, aqueous solution of NH 4 Cl (20 mL) was added and the resulting yellow mixture was stirred for 30 minutes. The mixture was extracted with ethyl acetate and the organic phase was dried with Na 2 SO 4 . The solvent was removed in vacuo, resulting in 1.38 g of a yellow solid, which was used without further purification.
EI-MS
Synthesis of Methyl-IF (6a)
1
HR-EI-MS
Synthesis of Butyl-IF (6b)
The solid was solved in 10 mL of DCM and a mixture of 2.49 mL (15.00 eq., 38.96 mmol) methanesulfonic acid and 3.79 g (15.00 eq., 38.96 mmol) poly phosphoric acid was added dropwise.
The dark red reaction mixture was stirred at room temperature for 1 hour and mixed with 20 mL of ethanol afterwards. After 30 minutes, the mixture was heated to 80°C and stirred for 12 hours. After the reaction was completed, the mixture was neutralized using a saturated, aqueous solution of NaHCO 3 . The aqueous phase was extracted with DCM. The organic phases were dried using MgSO 4 .
The solvent was removed in vacuo and the residue was purified by column chromatography on silica gel (PE), resulting in 460 mg (0.96 mmol, 37%) of the desired compound in form of a colorless solid.
The solid can be recrystallized from ethanol. In a flame-dried Schlenk-flask, 421 mg (10.00 eq., 17.32 mmol) magnesium turnings were mixed with 60 mL THF (abs.). Slowly, 2.435 mL (8.00 eq., 13.86 mmol) 1-bromooctane was added and the reaction mixture was heated to 80°C for 4 hours. In a separate flame-dried schlenk flask, 939 mg (2.20 eq., 3.81 mmol) cerium(III) chloride was suspended in 20 mL THF (abs.), mixed with 600 mg (1.73 mmol) dimethyl-2,5-diphenyl-terephthalat (1) and cooled to 0°C. At this temperature, the hot Grignard-solution was added dropwise and the reaction mixture was stirred at 80°C for 12 hours. The mixture was cooled to room temperature, 25 mL of a saturated aqueous solution of NH 4 Cl was added and the mixture was subsequently extracted with DCM. The organic layer was dried with Na 2 SO 4 and the solvent was removed in vacuo.
The remaining residue was solved in 10 mL DCM and the yellow solution was cooled to -20°C.
Afterwards, a mixture of 1.66 mL (15.00 eq., 25.97 mmol) methanesulfonic acid and 2.52 g (15.00 eq., 25.97 mmol) poly phosphoric acid was carefully added and the mixture was stirred at room temperature for 12 hours. The mixture was diluted with 10 mL ethanol, neutralized using a saturated, aqueous solution of NaHCO 3 and was subsequently extracted with DCM. The organic layers were dried using MgSO 4 . The solvent was removed in vacuo and the remaining brown oil was purified by column chromatography on silica gel (PE), resulting in 1.03 g (1.47 mmol, 85%) of the product in form of a solid, which can be recrystallized from ethanol. 
Synthesis of tBuPh-IF (7a)
In a flame-dried Schlenk-flask, 2.06 mL (5.00 eq., 11.55 mmol) 1-bromo-4-tert.-butylbenzene were dissolved in 10 mL THF (abs.) and cooled to -78°C. At this temperature, 11.66 mL (10.10 eq., 23.33 mmol) of a 2.00 M solution of tert.-butyllithium in n-heptane were added dropwise and the resulting reaction mixture was stirred at -78°C for 2 hours. In a separate flame-dried Schlenk flask, 800 mg (2.31 mmol) dimethyl-2,5-diphenylterephthalat (1) were dissolved in 20 mL THF (abs.) and cooled to -78°C. The cooled solution was dropwise added to the solution of the metallated species and the resulting mixture was allowed to warm to room temperature over a time of 48 hours. At room temperature, 80 mL of a saturated, aqueous solution of NaCl were added and the resulting precipitate was isolated.
The isolated solid was dried in vacuo and mixed with 250 mL of glacial acetic acid. The mixture was heated to 118°C and was subsequently added 1 mL hydrochloric acid (conc.). The reaction mixture was stirred at 118°C for 48 hours and was cooled to room temperature. The resulting precipitate was isolated and washed with water. The solid was dried in vacuo, resulting in 1.45 g (1.85 mmol, 86%) of the product in form of a colorless solid, which can be recrystallized from chlorobenzene.
Because of its poor solubility, the compound was not characterized by NMR spectroscopy. tripotassium phosphate in 460 mL water (degassed) have been added. The reaction was continued at 80°C for 4 h. After cooling, 500 mL of water and 800 mL DCM have been added. The mixture was filtered through a pad of celite and the organic phase was successively washed with 3x 500 mL water and 3x 500 mL brine. The organic layers were dried (MgSO 4 ), evaporated in vacuo and the residue was purified by column chromatography on silica gel (PE/DCM, 2:1 (v:v)). The title compound (43.52 g, 144.91 mmol, 79%) was obtained in form of colorless crystals of high purity by recrystallization through slow diffusion of n-hexane into a solution of 10 in ethyl acetate.
EI-MS:
HR-EI-MS
6,6'-Bis(4-tert-butylphenyl)-6,12-dihydroindeno[1,2-b]fluorene (12)
In a flame-dried 1 L-Schlenk flask, 31.78 mL (3 eq., 177.79 mmol) 1-bromo-4-tert.-butylbenzene 11
were solved in 300 mL of dry THF under an argon atmosphere and cooled to -78°C in an ethanol/dry ice bath. Over the period of 1 h, 188 mL (6.03 eq., 357.36 mmol, 1.9 M) of a solution of tert.-butyllithium in hexane was added dropwise. After 2.5 h, a solution of 17.80 g (1 eq., 59.26 mmol) 2-fluorenyl methylbenzoate 10 in 300 mL of dry THF was added dropwise over 1.5 h and the mixture was allowed to slowly warm to room temperature over 12 h. The reaction was quenched by the addition of 200 mL brine and the organic layer was successively washed with brine (3x 100 mL) and dried (MgSO 4 ). The solvent was evaporated in vacuo and the residing yellow oil was held for 4 h at 90°C under high vacuum. The resulting crude product was used in the next step without further purification. Based on a literature procedure, 9 34.72 g carbinol are dissolved in 3.75 L glacial acetic acid containing 10 mL conc. HCl and heated to 118°C for 2.5 h. The mixture was reduced to a volume of 700 mL by distillation and subsequently 300 mL water were added. After cooling to room temperature, the precipitate was collected by filtration, thoroughly washed with water and dried. The crude product was filtered through a pad of silica gel, using n-hexane as eluent. For further purification, the material obtained was digerated in petroleum ether (8 mL/mmol) and mixed with toluene (2 mL/mmol) under refluxing condition. The mixture was cooled to room temperature and the precipitated product was collected by filtration. This procedure was repeated for 3 times. The product was isolated as a white solid. Yield = 29.9 g (57.64 mmol, 97%). 
HR-EI-MS
General procedure
In modification of a literature procedure 8 and in a flame-dried Schlenk-flask, the unsubstituted MIF precursor was dissolved in 10 mL/mmol THF (abs.) and the solution was cooled to 0°C. The solution was slowly mixed with 2.70 eq. KOtBu and the resulting reaction mixture was stirred at room temperature for 2 hours. The mixture was cooled to 0°C, mixed with 3.00 eq. of the respective haloalkane and was stirred at room temperature for 24 hours. The reaction mixture was filtered through silica gel and the solvent was removed in vacuo. The resulting solid was purified by recrystallization. According to the general procedure, 2.50 g (4.82 mmol) of the MIF precursor (8) and 1.645 mL (3.00 eq., 14.46 mmol) 1-iodobutane are used to obtain a yellow solid, which was purified by recrystallization from ethanol, resulting in 3.04 g (4.82 mmol, quant.) of the product. 
Synthesis of Hexyl-MIF (13c)
HR-EI-MS
